The addition of hexafluoridophosphate salts (ammonium, silver, thallium or potassium) is usually used to precipitate complex cations from aqueous solutions. It has long been known that PF 6 À is sensitive towards hydrolysis under acidic conditions [Gebala & Jones (1969) . J. Inorg. Nucl. Chem. 31, 771-776; Plakhotnyk et al. (2005) . J. Fluorine Chem. 126, [27] [28] [29] [30] [31] . During the course of our investigation into coinage metal complexes of diphosphine ligands, we used ammonium hexafluoridophosphate in order to crystallize [Ag(diphosphine) 2 ]PF 6 complexes. From these solutions we always obtained needle-like crystals which turned out to be the title compound, 2NH 4 + ÁHPO 4 2À . It was received as the hydrolysis product of NH 4 PF 6 . The crystals are a new modification of diammonium hydrogen phosphate. In contrast to the previously published polymorph [Khan et al. (1972) . Acta Cryst. B28, [2065] [2066] [2067] [2068] [2069] , Z 0 of the title compound is 2. In the new modification of the title compound, there are eight molecules of (NH 4 ) 2 (HPO 4 ) in the unit cell. The structure consists of PO 3 OH and NH 4 tetrahedra, held together by O-HÁ Á ÁO and N-HÁ Á ÁO hydrogen bonds.
Related literature
For the study of another crystal modification of the title compound, see: Khan et al. (1972) . 
Experimental
Crystal data Table 1 Hydrogen-bond geometry (Å , ). A modification of diammonium hydrogen phosphate is known with the cell parameters a = 11.043 (6) 
Special details
Geometry. All esds (except the esd in the dihedral angle between two l.s. planes) are estimated using the full covariance matrix. The cell esds are taken into account individually in the estimation of esds in distances, angles and torsion angles; correlations between esds in cell parameters are only used when they are defined by crystal symmetry. An approximate (isotropic) treatment of cell esds is used for estimating esds involving l.s. planes.
Refinement. Refinement of F 2 against ALL reflections. The weighted R-factor wR and goodness of fit S are based on F 2 , conventional R-factors R are based on F, with F set to zero for negative F 2 . The threshold expression of F 2 > σ(F 2 ) is used only for calculating Rfactors(gt) etc. and is not relevant to the choice of reflections for refinement. R-factors based on F 2 are statistically about twice as large as those based on F, and R-factors based on ALL data will be even larger. N14-H14D···O4 0.89 (2) 1.89 (2) 2.771 (2) 171 (3) Symmetry codes: (i) −x, −y+1, −z+1; (ii) x, −y+1/2, z+1/2; (iii) −x, y+1/2, −z+3/2; (iv) −x, −y+1, −z+2; (v) x+1, y, z+1; (vi) x+1, y, z; (vii) x, y, z+1. 
Fractional atomic coordinates and isotropic or equivalent isotropic displacement parameters (Å

